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VCD spectra of all conformers of single enantiomers were computed at the B3LYP/aug-cc-pVDZ level of theory and simulated with a linewidth of 16 wavenumbers after previous geometry optimization. Their individual contribution to the overall VCD spectrum was determined by Boltzmann averaging over relative conformer energies, yielding a weighted composite spectrum as depicted in SI Fig. 1 , SI Fig. 2 and SI Fig. 3 .
VCD spectra were recorded for solutions of 10 mg of compound dissolved in 500 µL chloroform, which were introduced into a rotatable BaF 2 optical cell with a film thickness of 0.01 mm. Measurements were conducted on a Bruker PMA50 instrument coupled to a Bruker Vertex 70 IR spectrometer. The experimental setup consisted of a photoelastic modulator (PEM) operated by a Hinds PEM-controller in conjunction with a Stanford Research Systems Lock-In Amplifier for data acquisition. A liquid nitrogen cooled MCT detector was used throughout the experiments. Spectra were recorded in the region of 1800 to 800 wavenumbers with a maximum resolution of 2 wavenumbers. For a single spectrum, a total of 2000 single scans were accumulated. Final experimental VCD spectra were obtained by the common procedure of subtracting the VCD trace of the (S)-enantiomer from that of the (R)-enantiomer for 2a (the other way around for 2f, because the priorities of the substituents change the total configuration of the stereogenic center), thus eliminating noise in the baseline while effectively increasing the signal-to-noise ratio. Absolute configurations were then assigned by matching experimental and computed VCD spectra.
SI Fig. 1 VCD data of 2a: upper trace (purple) computed spectrum (B3LYP/aug-cc-pVDZ) and lower trace (black) measured spectrum
